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(57) A piezoelectric element structure comprises a 
supporting substrate, and a piezoelectric film supported 
on the supporting substrate, in which the piezoelectric 
film contains a first layer, and a second layer having zir- 
conium, each provided with perovskite structure, and 
formed to be in contact with each other or laminated 
through an intermediate layer, and the temperature is 
set at 500°C or more at the time of thin film formation 



so as to provide the piezoelectric film, and a quick cool- 
ing is given from the thin film formation temperature at 
leastto 450°Cwith a cooling speed of30°C/min or more 
for the formation thereof. The piezoelectric film thus 
formed is in a small thickness as compared with the con- 
ventional piezoelectric film, but presents a large piezo- 
electric constant, hence making it possible to perform 
efficient microprocessing thereof reliably. 
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Description 

BACKGROUND OF THE INVENTION 
5 Field of the Invention 

[0001] The present invention relates to the liquid discharge recording head which is used for an ink jet recording 
apparatus, and the method of manufacture therefor. The invention also relates to the structure of piezoelectric element 
which is used for the liquid discharge recording head or the like. 

10 

Related Background Art 

[0002] In recent years, there has been widely used the printer that adopts an ink jet recording apparatus as a printing 
device for a personal computer or the like, because of the good printing capability, as well as the easier handling and 
15 lower costs thereof, among some other advantages. The ink jet recording apparatus has various types, such as to 
generate bubbles in ink or some other recording liquid by the application of thermal energy, and discharge liquid droplets 
by means of pressure waves exerted by such bubbling; to suck and discharge liquid droplets by means of electrostatic 
power; or to discharge liquid droplets by utilization, of pressure waves exerted by an oscillator like a piezoelectric 
element. 

20 [0003] Generally, the one that uses the piezoelectric element is provided with the pressure chamber which is com- 
municated with a recording liquid supply chamber, and the liquid discharge port which is communicated with the pres- 
sure chamber. Then, the structure is arranged to provide the pressure chamber with a vibrating plate having piezoe- 
lectric element bonded to it. With the structure thus arranged, a designated voltage is applied to each of the piezoelectric 
elements to allow it to stretch or shrink to generate warping vibrations in order to compress recording liquid in the 

25 pressure chamber, hence enabling liquid droplets to be discharged from each of the liquid discharge ports. In recent 
years, the color ink jet recording apparatus has been in use more widely, and along with this, it has been demanded 
to enhance the printing performance thereof, such as higher resolution, higher printing speed, and the elongation of 
recording head in particular. To this end, it has been attempted to materialize the higher resolution and higher printing 
speed by the provision of a multiple nozzle structure formed by a minutely arranged recording head. To minutely arrange 

30 the recording head, the piezoelectric element should be miniaturized for discharging recording liquid. In this respect, 
an elongated recording head can be manufactured in higher precision at lower costs by arranging the entire process 
to be completed by one continuous semiconductor film formation process. 

[0004] However, a method adopted here is such as to form the piezoelectric film of piezoelectric element by burning 
the powdered PbO, Zr0 2 , and Ti0 2 which have been molded in the sheet form. Therefore, it is difficult to form the 

35 piezoelectric film in a thickness of less than 10 u,m, for example. Thus, the piezoelectric film cannot be processed 
easily, and makes it difficult to miniaturize the piezoelectric element. Also, the piezoelectricfilm formed by burning such 
powder is subjected to being affected by the crystallized granular boundaries which cannot be ignored when the thick- 
ness of film is made smaller to make it impossible to obtain excellent piezoelectric characteristics. As a result, there 
is encountered a problem that the piezoelectric film formed by burning the powder cannot provide sufficient piezoelectric 

40 characteristics for discharging recording liquid when it is made thinner than 1 0 um. Due to this incapability, it is impos- 
sible to materialize a small recording head with the necessary characteristics to discharge recording liquid satisfactorily. 
[0005] Furthermore, in order to obtain ceramics in high density the dimensional changes due to shrinkage cannot 
be ignored for the powdered sheet when burning it on the vibration plate, and the structural member of ceramics 
simultaneously at a temperature of as high as 1 ,000°C. There is automatically a limit as far as the size is concerned. 

45 Here, 20 um is the limit at present. It is made difficult, therefore, to arrange a plurality of liquid discharge ports (nozzles). 
[0006] Also, there is proposed in the specification of Japanese Patent Laid-Open Application 1 1 -348285, the structure 
of an ink jet recording head which is microprocessed by the semiconductor process using sputtering method. The 
proposed ink jet recording head is characterized in that platinum is orientationally filmed on monocrystal MgO, and 
then, the perovskite that does not contain Zr layer, and PZT layer are formed thereon to provide a laminated member. 

50 Now, as one of the inventors hereof has described precisely on pages 144 to 146 and others in the "Sputtering Tech- 
nologies" under joint authorship with Kiyotaka Wasa and Shigetomo Hayakawa (published by Kyoritsu Publishing Co. , 
Ltd., on September 20, 1 992), it has already been disclosed as an effective method to film PZT or PLZT after having 
filmed the PbTi0 3 or PLT, which does not contain Zr beforehand, but the lattice constant of which is not largely different, 
for example, or by introducing a step of making gradual increase during processing so as to change the film of PZT to 

55 that of PLT in that order. Here, the Zr is eventually educed to a substrate priorly when forming a piezoelectric member 
that contains Zr like PZT. 

[0007] Further, the method proposed in the aforesaid specification of the laid-open application has significant prob- 
lems as given below. (1) By the method of manufacture disclosed in the specification thereof, it is impossible to obtain 
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any mono-orientational crystal or monocrystal PZT which is stabilized with good reproduciability. (2) By the method of 
manufacture disclosed in the specification thereof, it is impossible to obtain the orientated PZT but only on the monoc- 
rystal substrate which is extremely expensive, such as monocrystal MgO, leading to an extremely expensive processing 
eventually. Then, furthermore, the monocrystal substrate of MgO has a limit in its size to make it impossible to obtain 
5 a substrate having a large area. (3) In accordance with the method disclosed in the specification thereof, conjugation 
takes place on the joint portion of the pressure chamber (liquid chamber) member and the piezoelectric member by 
use of adhesive agent or in the vicinity of the piezoelectric member to make it extremely difficult to obtain reliability 
with respectto the repeated stress orthe like in the area of micromachining which is accompanied by microprocessing. 

10 SUMMARY OF THE INVENTION 

[0008] It is an object of the present invention to provide an elongated liquid discharge recording head having the 
liquid discharge ports formed in high precision, and also, to provide a highly reliable and stable method for manufac- 
turing such recording head, as well as the structure of piezoelectric element utilized for such recording head, for which 

15 it is made possible to perform the microprocessing used generally for the semiconductor process by developing a thin 
film material having large piezoelectric characteristics despite the small film thickness so that the piezoelectric member, 
the vibrating plate, and the like that constitute a piezoelectric element are structure in the from of thin film. 
[0009] The piezoelectric element structure of the invention comprises a supporting substrate, and a piezoelectric 
film supported on the supporting substrate, in which the piezoelectric film contains a first layer, and a second layer 

20 having zirconium, each provided with perovskite structure, and formed to be in contact with each other or laminated 
through an intermediate layer, and the temperature at the time of thin film formation is 500 Q C or more to provide the 
piezoelectric film, and for the formation thereof, a quick cooling is given from the thin film formation temperature at 
least to 450°C with a cooling speed of 30°C/min or more. 

[0010] For the piezoelectric element structure of the invention it is preferable that the first layer does not contain 
25 zirconium orthe intermediate layer is in contact with the first layer and the second layerto reside between these layers, 
and the zirconium concentration increases inclinatorily. Further, it is preferableto make the amount of zirconium content 
of the first layer is smaller than the amount of zirconium content of the second layer. 

[0011] In this manner, the piezoelectric film is structured to contain the first layer and second layer each having 
perovskite structure, which are formed to be in contact with each other. Then, these are filmed at a high temperature, 
30 and quickly cooled to make it possible to obtain a monocrystal PZT thin film having a large piezoelectric constant with 
small thickness and good piezoelectric characteristics, thus effectuating microprocessing. 

[0012] Also, a first liquid discharge recording head of the invention comprises a main body portion provided with 
liquid discharge ports, and pressure chambers connected with the liquid discharge ports; a piezoelectric film having 
lead, titanium, and zirconium; and a piezoelectric vibrating portion provided partly for the pressure chambers containing 

35 electrodes arrangedforboth sides of the piezoelectric film, the vibrating portion being madeto perform warping vibration 
to discharge recording liquid from the liquid discharge ports. For this recording head, the piezoelectric film contains a 
first layer having no zirconium, and a second layer having zirconium, each provided with perovskite structure, and 
formed to be in contact with each other, and the temperature at the time of thin film formation is 500°C or more to 
provide the piezoelectric film, and for the formation thereof, a quick cooling is given from the thin film formation tem- 

40 perature at least to 450°C with a cooling speed of 30°C/min or more. 

[0013] A second liquid discharge recording head of the invention comprises a main body portion provided with liquid 
discharge ports, and pressure chambers connected with the liquid discharge ports; a piezoelectric film having lead, 
titanium, and zirconium; and a piezoelectric vibrating portion provided partly for the pressure chambers containing 
electrodes arrangedforboth sides of the piezoelectric film, the vibrating portion being madeto perform warping vibration 

45 to discharge recording liquid from the liquid discharge ports. For this recording head, the piezoelectric film contains a 
first layer and a second layer, each provided with perovskite structure, and formed to be in contact with each other, 
and the amount of zirconium content of the first layer is smaller than the amount of zirconium content of the second 
layer, and then, the temperature at the time of thin film formation is 500°C or more to provide the piezoelectric film, 
and for the formation thereof, a quick cooling is given from the thin film formation temperature at least to 450°C with 

50 a cooling speed of 30°C/min or more. 

[0014] A third liquid recording head of the invention comprises a main body portion provided with liquid discharge 
ports, and pressure chambers connected with the liquid discharge ports; a piezoelectric film having lead, titanium, and 
zirconium; and a piezoelectric vibrating portion provided partly for the pressure chambers containing electrodes ar- 
ranged for both sides of the piezoelectric film, the vibrating portion being made to perform warping vibration to discharge 

55 recording liquid from the liquid discharge ports. For this recording head, the piezoelectric film contains a first layer 
having no zirconium, and a second layer having zirconium and an intermediate layer with the zirconium concentration 
thereof to be inclinatorily increased, each provided with perovskite structure, and formed to be in contact with each 
other, and the temperature at the time of thin film formation is 500°C or more to provide the piezoelectric film, and for 
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the formation thereof, a quick cooling is given from the thin film formation temperature at least to 450°C with a cooling 
speed of SO^C/min or more. 

[001 5] For the liquid discharge recording heads thus structured, the piezoelectric film is structured to contain the first 
layer and the second layer, each provided with the perovskite structure and formed to be in contact with each other. 
5 Then, these are filmed at a high temperature and quickly cooled to form the second layer that contains Zr in good 
quality and in a small thickness, but with a large piezoelectric constant, thus making it possible to perform the micro- 
processing of the piezoelectric film. As a result, the liquid discharge recording head is formed in an extremely high 
precision, which is made small and light in weight, and in an elongated form. 

[0016] Forthe liquid discharge head of the invention, it is preferable to set the ratio of zirconium/titanium in the second 
10 layer at 30/70 or more and 70/30 or less in order to enhance more the piezoelectric constant of the piezoelectric film. 
[0017] For the liquid discharge recording head of the invention, the piezoelectric film should preferably be mono- 
orientational crystal or monocrystal so as to make it possible to utilize effectively the inherent piezoelectric constant of 
the material that forms the piezoelectric film. 

[0018] For the liquid discharge recording head of the invention, it is preferable to form the piezoelectric film to be 
15 orientated in the direction (100) or (111). Also, forthe piezoelectric film orientated in the direction (111), it is preferable 
to make the direction of the polarization process then an arbitrary direction, and arrange comb-shaped electrodes so 
as to apply electric field in the horizontal direction to the piezoelectric film, because the engineer domain occurs in the 
domain structure thereof. In this way, a high piezoelectric performance is made obtainable. 

[0019] For the liquid discharge recording head of the invention, the piezoelectric film can be formed in a thickness 
20 of 10 jim or less to be able to process the shape of the piezoelectric film minutely. Further, the piezoelectric film is 

formed in a thickness of 1 jim or more and 4 jim or less to make it possible to process the piezoelectric film minutely. 

and to obtain a sufficient liquid discharge power, as well as a sufficient reliability forthe piezoelectric film. Then, with 

the formation of the first layer of the piezoelectric film to be in a thickness of 30 nm or more and 1 00 nm or less, the 

second layer can be formed in good quality. There is no possibility, either, that the piezoelectric constant is lowered as 
25 the liquid discharge recording head if the temperature is set at 500°C or more at the time of thin film formation, and 

the quick cooling is given from the thin film formation temperature at least to 450°C with a cooling speed of 30°C/min 

or more. 

[0020] For the liquid discharge recording head of the invention, the piezoelectric vibrating portion is provided with a 
vibrating plate o make it easier to enable the piezoelectric vibrating portion to perform warping vibrations. In this case, 
30 it is preferable to form at least one of materials or a laminated member of the materials selected from Ni, Cr, Al, Ti, and 
from the group of oxide thereof or nitride thereof, Si, Si oxide, YSZ, and polymer organic materials. Further, it is pref- 
erable to form them by use of sputtering. 

[0021] For the liquid discharge recording head of the invention, it is preferable to form the vibrating plate by ion 
injection with the characteristics thereof on the upper part of the main body substrate constituting the pressure cham- 
35 bers. Particularly, on the surface layer of the silicon monocrystal substrate, boron is excessively doped to use it as the 
vibrating plate, and then, electrodes are formed directly on the silicon monocrystal substrate so as to form the two- 
layer structured piezoelectric film which is orientated in the direction (100) or (111). 

[0022] Forthe liquid discharge recording head of the invention, it is preferable to form the vibrating plate by epitaxial 
development on a silicon monocrystal substrate. 

40 [0023] For the liquid discharge recording head of the invention, the second layer of the piezoelectric film may be a 
piezoelectric element having antiferroelectricity that contains niobium and tin, and manganese. 
[0024] Forthe liquid discharge recording head of the invention, it is preferable to form the electrode layers arranged 
for both side of the piezoelectric film with platinum, iridium, conductive oxide, or conductive nitride. In this way, it 
becomes possible to prevent the electrodes from being damaged by etching solution when the piezoelectric film is 

45 minutely processed by etching, for example. It is particularly preferable that the size of the lattice constant is not allowed 
to part by 30% or more in order to obtain the monocrystal PZT for the electrodes to be formed on the vibrating plate. 
[0025] Forthe liquid discharge recording head of the invention, it is preferable that the main body portion is provided 
with a plurality of liquid discharge ports, and a plurality of the pressure chambers corresponding to each of liquid 
discharge ports, respectively, and from the electrodes arranged for both sides of the piezoelectric film, at least those 

50 on one side are separated for installation corresponding to the pressure chambers in order to structure the piezoelectric 
vibrating portion for each pressure chamber. With the structure thus arranged, a liquid discharge recording head can 
be manufactured with a plurality of liquid discharge ports formed in an extremely high density. In this case, it may be 
possible to separate the piezoelectric film so as to be arranged corresponding to the pressure chambers, and the 
electrodes on one side are formed on each of the separated piezoelectric film. Here, likewise, a liquid discharge re- 

55 cording head can be manufactured, which is provided with a plurality of liquid discharge ports formed in high density. 
[0026] Further, the method of the present invention for manufacturing a liquid discharge recording head, which is 
provided with the main body portion having liquid discharge ports, and the pressure chambers with opening portion on 
part thereof, being connected with the liquid discharge ports, as well as provided with the piezoelectric vibrating portion 
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installed to close the opening portion, comprises the steps of forming vibrating plate and electrode on a substrate; 
forming on the electrode a first layer having perovskite structure containing lead and titanium, and setting a temperature 
of 500°C or more when forming on the first layer a second layer having perovskite structure containing zirconium, lead, 
and titanium, and then, giving quick cooling from the temperature at least to 450°C with cooling speed of 30°C/min or 

5 more for forming piezoelectric film containing the first layer and second layer; separating the piezoelectric film after 
the formation of the piezoelectric film corresponding to pressure chambers; forming the upper electrode, and pressure 
chambers corresponding the separated piezoelectric films; and bonding a nozzle plate having liquid discharge ports 
formed therefor. For this method of manufacture, the first layer is formed so as not to contain zirconium or so as to 
make the amount of contained zirconium smaller than that of the second layer in the step of forming the piezoelectric 

10 film. 

[0027] Also, the method of the invention for manufacturing a liquid discharge recording head, which is provided with 
the main body portion having liquid discharge ports, and pressure chambers with opening portion on part thereof, being 
connected with the liquid discharge ports, as well as provided with piezoelectric vibrating portion installed to close the 
opening portion, comprises the steps of forming on a supporting substrate a first layer having perovskite structure 

15 containing lead and titanium, and setting a temperature of 500°C or more when forming on the first layer a second 
layer having perovskite structure containing zirconium, lead, and titanium, and then, giving quick cooling from the 
temperature at least to 450°C with cooling speed of 30°C/min or more for forming piezoelectric film containing the first 
layer and second layer, and forming on the supporting substrate the piezoelectric vibrating portion having the piezoe- 
lectric film; bonding without using adhesive agent the circumference of the opening portion of the main body porion 

20 with the circumference of the piezoelectric vibrating portion by arranging them to be faced; and removing the supporting 
substrate subsequentto the step. Forthis method of manufacture, the first layer is formed so as not to contain zirconium 
or so as to make the amount of contained zirconium smaller than that of the second layer in the step of forming the 
piezoelectric vibrating portion. 

[0028] For the method of manufacture of the invention, it is preferable to form the first layer, second layer, vibrating 
25 plate, and electrode by the vapor method including sputtering and CVD method. The piezoelectric film formed by the 
first layer and second layer can be formed in good precision and in good quality. 

[0029] For the method of manufacture of the invention, it is preferable to use a silicon substrate as the substrate, 
and then, to remove the substrate by etching using a mixed acid of hydrochloric acid and nitric acid so as to make the 
interior thereof pressure chambers. 

30 [0030] In accordance with the present invention, it is possible to form mono-orientational crystal or mono-crystal PZT. 
Then, as compared with the conventional example, the piezoelectric film can be formed thin with a large piezoelectric 
constant. As a result, a microprocessing is made applicable to the piezoelectric film, thus providing an elongated liquid 
discharge recording head having liquid discharge ports formed in high density, which are also capable of performing 
high speed response. Further, it becomes possible to provide a highly reliable and stable method for manufacturing 

35 such liquid discharge recording head. Consequently, it is possible to realize an ink jet recording apparatus capable of 
printing in high resolution at high speed by use of the small liquid discharge recording head having the liquid discharge 
ports formed in high density. 

BRIEF DESCRIPTION OF THE DRAWINGS 

40 

[0031] 

Fig. 1A is a perspective view which shows a liquid discharge head in accordance with the present invention. Fig. 
1 B is a cross-sectional view taken along line 1 B - 1 B in Fig. 1 A. Fig. 1 C is a partially sectional view which shows 
45 the piezoelectric vibrating portion in enlargement for the liquid discharge recording head of the invention. 

Figs. 2A, 2B, and 2C are views which schematically illustrate the two-layered structure of the piezoelectric film, 
respectively, in accordance with the present invention. 

Figs. 3A, 3B, 3C, and 3D are views which schematically illustrate the main steps of a method for manufacturing 
the liquid discharge recording head of the present invention. 
50 Fig. 4 is a cross-sectional view which shows schematically the relations between the piezoelectric film and the 

pressure chamber of the liquid discharge recording head of the present invention. 

Figs. 5A and 5B are cross-sectional views which schematically illustrate the relations between the piezoelectric 
film and the vibrating plate of the liquid discharge recording head of the present invention. 
Figs. 6A, 6B, 6C, 6D and 6E are views which schematically illustrate the main steps of another method for man- 
55 ufacturing the liquid discharge recording head of the present invention. 

Figs. 7A, 7B, 7C, 7D, 7E, 7F, 7G, 7H, and 71 are views which schematically illustrate the main steps of still another 
method for manufacturing the liquid discharge recording head of the present invention. 

Figs. 8A, 8B, 8C, 8D, 8E ; and 8F are views which schematically illustrate the main steps of still another method 
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for manufacturing the liquid discharge recording head of the present invention. 

DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENTS 

5 [0032] Hereinafter, in conjunction with the accompanying drawings, the embodiments will be described in accordance 
with the present invention. 

[0033] Of Figs. 1 A to 1 C, Fig. 1 A is a perspective view which shows a liquid discharge head in accordance with the 
present invention. Fig. 1 B is a cross-sectional view taken along line 1 B - 1 B in Fig. 1 A. Fig. 1 C is a partially sectional 
view which shows the piezoelectric vibrating portion in enlargement for the liquid discharge recording head of the 
10 invention. 

[0034] For the liquid discharge recording head of the present invention, a film formation is executed at a temperature 
of as high as 500°C or more using the so-called thin film orientational formation method, such as the sputtering which 
is regarded as a difficult method to be executed for the purpose conventionally. Then, this head is structured by use 
of a thin piezoelectric film of monocrystal or mono-orientational crystal having a large piezoelectric constant, which is 

15 formed by quick cooling from the temperature of think film formation at least to 450°C at a cooling speed of 30°C/min 
or more. Thus, as compared with the conventional liquid discharge recording head, this one is made extremely small, 
and characterized in that the liquid discharge ports are formed by a simple method of manufacture at small intervals. 
Moreover, silicon is used for the substrate on which the monocrystal or mono-orientational crystal piezoelectric film is 
formed to make it possible to provide an elongated liquid discharge recording head in high density and high precision 

20 at low costs, because the semiconductor process can be utilized for executing the manufacturing process forthis head. 
[0035] As shown in Figs. 1 A and 1 B, the liquid discharge recording head of the present invention is provided with a 
plurality of discharge ports 2; a pressure chamber 3 arranged corresponding to each of the liquid discharge ports 2; 
and a piezoelectric element 4 installed corresponding to each of the pressure chamber 3, respectively, and structured 
as given below. Here, in Figs. 1 A and 1 B. each liquid discharge port 2 is arranged on the lower face side, but may be 

25 arranged on the side face side. 

[0036] For the liquid discharge recording head 1 , the liquid discharge ports 2 are formed on the nozzle plate 2a at 
designated intervals, and the pressure chambers 3 are formed side by side on the main body portion (liquid chamber 
substrate) 6 corresponding to the liquid discharge ports 2, respectively. The pressure chamber 3 that faces each liquid 
discharge port 2 is connected through a liquid flow path 6a formed for the main body portion 6. Also, on the upper face 

30 of the main body portion 6, opening portions 6b are formed correspond to each of the pressure chambers 3. Then, a 
vibrating plate 5 is formed on the upper face of the main body portion 6 to cover each of the opening portions 6b. On 
the vibrating plate 5 ; each of the piezoelectric elements 4 is arranged to be positioned on each of the opening portions 
6b corresponding to each of the pressure chambers 3. 

[0037] Also, as shown in Fig. 1 C, the piezoelectric element 4 comprises platinum (Pt) electrodes 7 and 8 each in a 
35 thickness of 0.1 jim, and a piezoelectric film 9 of 3 jim thick formed between the electrodes 7 and 8. Then, this element 
is installed on the vibrating plate 5. Here, the vibrating plate 5 is formed by the vibrating portion of YSZ layer (yttrium 
stabilized zirconia or also called stabilized zirconia) of 3 jim thick. In this way, a piezoelectric vibrating portion 10 is 
formed by each of the piezoelectric elements 4 and the vibrating plate 5. 

[0038] Perovs kite type PZTthin film material, which is an oxide composed by lead, titanium, and zirconium, is used 

40 as the martial of the piezoelectric film 9, hence making it possible to exert vibration in good condition even at low 
voltage. In this respect, when reference is made simply to the PZT in the specification hereof, it means the piezoelectric 
material which is expressed by the general formula of Pb(Zr x Ti 1 _ x )0 3 containing Pb, Zr, and Ti. The composition of this 
PZT thin film is made clear to indicate the maximum piezoelectric effect as a sintered member in the case of Pb 
(Zr 0 53 Ti 0 47 )0 3 . However, it is not easy to from this compositional thin film directly on electrodes. 

45 [0039] Now, therefore, in accordance with the present invention, the piezoelectric film 9 is structured with two layers 
as shown in Fig. 1C. As a first layer 11, (Pb, La)Ti0 3 (hereinafter simply referred to as PLT) is formed by adding 
lanthanum to the PbTi0 3 or PbTi0 3 which does not contain Zr. As a second layer 12, a compositional layer of Pb 
(Zr 0 53 Ti 0 47 ) 0 3 is formed. Then, the high quality piezoelectric thin film (piezoelectric film 9) is formed with excellent 
piezoelectric characteristics at a high temperature (more than 500°C) at the time of film formation, which is quickly 

50 cooled from this film formation temperature at least to 450°C with a cooling speed of 30°C/min or more. 

[0040] In other words, it has been found to be able to complete a high quality piezoelectric think film with excellent 
piezoelectric characteristics in such a manner that the PLT is formed as a first layer 11 by adding lanthanum to the 
PbTi0 3 or PbTi0 3 which does not contain Zr, and as a second layer 12, a compositional layer of Pb (Zr 0 53 Ti 0 47 ) 0 3 
is formed as shown in Fig. 2A, and that the film is formed at the high film formation temperature, and by the subsequent 

55 quick cooling as described earlier. 

[0041] Now, hereunder, the detailed description will be made of the two-layered piezoelectric film. 

[0042] As has been described above, the PZT has an excellent piezoelectric characteristics. Then, it is known that 

when the Zr/Ti ratio becomes almost 50/50, this element presents an extremely high piezoelectric coefficient. However 
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it is not easy to form a good film with the PZT using the thin film formation method, such as sputtering, CVD, among 
some others. When the ratio of Zr becomes greater against Ti, this tendency becomes more conspicuous. This is 
because as disclosed on pages 144 to 146, the "Sputtering Technologies" (published by Kyoritsu Publishing Co., Ltd.), 
which is referred to earlier herein, the Zr oxide is adsorbed to the surface of substrate in the process of forming a thin 

5 film, and it is known that thereafter, this adhesion impedes the growth of the film. Also, it is clear that such tendency 
is more conspicuous in a case where the PZT film is attempted to be developed on the Pt electrodes. However, if the 
PZT is developed by use of the thin film formation method on the (Pb, La) Ti0 3 (that is PLT) the crystallization temper- 
ature of which is lowered by adding PbTi0 3 or by adding La of approximately 1 0 mol% to PbTi0 3 , it becomes possible 
to produce good PZT film without educing Zr oxide. Here, this is not good enough, nevertheless, in order to obtain the 

10 mono-axially mono-orientational crystal or mono-crystal film which the present invention intends to secure. The inven- 
tors hereof have assiduously studied, therefore, to obtain a mono-orientational crystal or monocrystal thin film which 
is formed more completely to be uniform. As a result, it has been found that the cooling speed beginning with the film 
formation temperature and time is an extremely important factor to obtain a uniformly mono-orientational crystal or 
monocrystal. 

15 [0043] For example, as shown in Fig. 2A, PbTi0 3 or PLT is filmed as the first layer 1 1 on the supporting base plate 
60, and when PZT is formed thereon as the second layer 12, the temperature is set at600°C at the time of film formation. 
Then, the cooling speed is changed variously from the film formation temperature at least to 450°C to examine the 
orientational ratio of the PZT at the time of film formation. The results thereof are shown on Table 1 and Table 2. On 
the Table 1 , the PbTi0 3 (serving as the first layer) is formed in a thickness of 0.2 jim on the supporting base plate 60 

20 formed by MgO(1 00)/Pt, and when the PZT (serving as the second layer) is formed in a thickness of 2.8 jim thereon, 
the film formation temperature is set at 600°C. Then, the results of examination on the orientational ratio of PZT are 
indicated with various changes of cooling speed from the film formation temperature to 450°C. At this juncture, when 
the PbTi0 3 is filmed on the Pt orientated at the c axis by changing the cooling speeds, the direction of the PbTi0 3 
orientation is at the a axis or at the c axis, or, further, at the mixture thereof depending on the cooling speeds. Further. 

25 when the PZT is formed thereon, the mono-crystal film is obtained, the axial orientation of which is influenced by the 
cooling speeds likewise irrespective of whether the formation is continuous or not. Particularly, when the cooling speed 
is made slower, the mono-orientational crystal or monocrystal growth cannot be obtained for the film thereon. The 
reasons are not clear, but the a axially orientational portions are observed by the X ray analysis in some cases. However 
with the quick cooling at the cooling speed of 30°C/min or more, it is possible to form the c axially orientational monoc- 

30 rystal having a large piezoelectric constant, because the PZT that contains Zr is made thinner in good quality, yet at 
the c axial orientation ratio of 80% or more. Further, with the cooling speed of 60°C/min, the c axial orientation ratio 
becomes 95% or more. In this way, the monocrystal PZT thin film having a large piezoelectric constant with the c axis 
orientation can be formed by setting the cooling speed at 30°C/min or more. On the Table 2, the PbTi0 3 (serving as 
the first layer) is formed in a thickness of 0.2 jim on the supporting base plate formed by Si(111)/YSZ(111)/Pt, and 

35 when the PZT (serving as the second layer) is formed in a thickness of 2.8 jim thereon, the film formation temperature 
is set at 600°C. Then, the results of examination on the orientational ratio of PZT are indicated with various changes 
of cooling speed from the film formation temperature to 450°C. As understandable from the results, when the quick 
cooling is performed at the cooling speed of 30°C/min or more from the film formation temperature of 600°C to 450°C. 
the axially orientational ratio of the (111) becomes 80% or more, thus making it possible by the PZT that contains Zr 

40 to form the thin monocrystal having the (111) axial orientation with a large piezoelectric constant. Further, with the 
cooling speed of 60°C/min, the (111) axial orientation ratio becomes 95% or more. In this way, the monocrystal PZT 
thin film having a large piezoelectric constant with the (111) orientation can be formed by setting the cooling speed at 
30°C/min or more. 
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[0044] In other words, with the high temperature film formation and the quick cooling, it becomes possible to obtain 
the PLT(1 00), PZT(1 00) if the base electrode is (1 00) having the lattice constant which is almost the same as that of 
55 the PZT, and further, to obtain the PLT(111), PZT(111) if the base electrode is (111). 

[0045] Also, as regards the two-layered structure of the piezoelectric film, there is the one as shown in Fig. 2B, 
besides the structure shown in Fig. 2A, in which the first layer 1 1 and the second layer 1 2 are both formed by the PZT 
but the amount of Zr content in the first layer 1 1 is made small as compared with the amount of Zr content in the second 
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layer 12. Then, the piezoelectric film 9 is formed at the temperature of 500°C or more at the time of film formation with 
the quick cooling at the cooling speed of 30°C/min or more. With the piezoelectric film thus formed, it is possible to 
obtain the same effect. In other words, as the piezoelectric material for the first layer (initial layer) that forms the pie- 
zoelectric film, the PZT layer formed by the Pb(Zr x Ti 1 . x )0 3 set at x < 0.3 or the layer that contains La layer for such 

5 layer is used, and even if the second layer is formed by use of the PZT layer having the Pb(Zr x Ti 1 . x )0 3 set at 0.7>x>0.3, 
the second layer can be formed with good crystallization and a comparatively large piezoelectric constant. In this case, 
it is preferable to use particularly as the first layer the PZT layer formed by the Pb(Zr x Tii_ x )0 3 set at x < 0.2 or the layer 
that contains La for such layer. Here, it is equally possible to obtain an excellent piezoelectric material formed at the 
film formation temperature of 500°C or more and cooled to 450°C with the cooling speed of 30°C/min or more. 

10 [0046] Further, it is possible to obtain the same effect by use of the piezoelectric film that films the PZT as the second 
layer 12 through the intermediate layer 13 having the compositional inclination in which the Zr density is increased 
continuously from the PbTi0 3 or the PLTthat does not contain Zr as the first layer 11 and continuously changed to the 
composition nearthe Pb(Zr 0 5 Ti 0 5 )0 3 as shown in Fig. 2C. This is disclosed in the aforesaid "Sputtering Technologies" 
(Published by Kyoritsu Publishing Co., Ltd.) pages 144 to 146 and others. 

15 [0047] As described above, when a liquid discharge recording head is manufactured by use of the semiconductor 
process, it is a point of whether or not an excellent liquid discharge recording head can be manufactured that the 
vibrating plate is epitaxially developed on the monocrystal substrate appropriately so that the electrodes can be filmed 
in agreement with a desired lattice constant or not. 

[0048] Now, hereunder, the description will be made of the structure of a liquid discharge recording head, and the 
20 method of manufacture therefor, in which all the orientations are successfully made from the substrate to the piezoe- 
lectric material formed by the inventors hereof. 

[0049] At first, with reference to Figs. 3A to 3D which illustrate the main processing steps, the description will be 
made of a method for manufacturing a liquid discharge recording head in accordance with the present invention. 
[0050] As shown in Fig. 3A, YSZ (stabilized zirconia) 21 is epitaxially developed by sputtering on a monocrystal (1 00) 

25 silicon substrate 20 (500 urn) at a substrate temperature of 800°C. The film thickness thereof is 3 u.m. At this juncture, 
the surface is rinsed by use of KOH for the purpose to remove the oxide film on the silicon surface. Further, for the 
prevention of its oxidation, a metal Zr may be filmed. The YSZ layer 21 acts as a vibrating plate. Then, the Pt electrode 
film (common electrode) 22 which is orientated on the YSZ layer 21 is filmed in a film thickness of 0.1 |im. When this 
Pt electrode film 22 is formed, Si0 2 andTi0 2 are filmed one after another as buffer film on the YSZ layer 21 , and then, 

30 the Pt electrode film 22 can also be formed thereon in order to obtain the oriented Pt film. 

[0051] Subsequently, asshown in Fig. 3B, a piezoelectric film 23 of two- layered structure is formed by the rf sputtering 
method on the Pt electrode film 22 thus oriented. Here, the piezoelectric film 23 is formed by the first layer 24 of the 
lead dielectric (PbTi0 3 ) that does not contain Zr and the second layer 25 of the PZT that contains Zr, which are heated 
at the film formation temperature of 500°C or more and cooled with the cooling speed of 30°C/min or more as described 

35 earlier. The piezoelectric film 23 thus structured utilizes the orientational surface (1 00) of the silicon monocrystal sub- 
strate 20 for making the orientated YSZ film 21 a vibrating plate (100) as it is. Then, the PZT which has been filmed 
on the oriented Pt electrode film 22 can also obtain the monocrystal film which is orientated in the direction (1 00). Here, 
for the electrode film, an electrode film of Ir, lr 2 0 3 , SRO, or the like, other than the Pt, may be epitaxially developed 
on the vibrating plate to obtain a mono-crystal film with the PZT thereon being orientated in the direction (1 00). As has 

40 been described, the silicon substrate and lattice are matched when the vibrating plate is formed. As a result, the close 
contactness is intensified, and also, the mechanical strength of the YSZ layer itself becomes greater to optimize the 
plate as the vibrating one for a recording head. The inventors hereof have succeeded in obtaining the PZT (100) under 
the conditions of PZT film formation which are generally subjected to producing a poly crystalline substance, but by 
combining the film formation processes in consideration of the matching of monocrystal silicon substrate, orientational 

45 vibrating plate, electrodes, and buffering films with each of lattices, while using the silicon processing steps in order to 
complete the manufacture of a liquid discharge recording head by one continuous semiconductor process. 
[0052] Next, as shown in Fig. 3C, the piezoelectric film 23 is separated by patterning so as to configure each of the 
pressure chambers 26 to be in the divided form. Then, the silicon substrate 20 is partially removed by etching by use 
of hydrofluoric acid solution or potassium hydroxide solution to use part of silicon substrate 20 as the structural member 

50 of the pressure chamber 26, and the upper electrode (individual electrode) 29 is formed on the piezoelectric film 23. 
[0053] After that, as shown in Fig. 3D, the nozzle plate 27 having a plurality of liquid discharge ports 28 formed 
thereon is positioned on the lower side of the pressure chamber 26 of the silicon substrate 20 to be bonded thereto, 
hence completing the recording head. 

[0054] In this respect, when the piezoelectric film 23 is separated by etching corresponding to each pressure chamber 
55 26, it is preferable to make the width (d) of each piezoelectric film 23 smaller than the width (D) of the pressure chamber 
26 as shown in Fig. 4. The ratio thereof is 60% to 90% (0.6 < d/D < 0.9). Also, when the piezoelectric film 23 is separated 
for formation, it may be possible to fill in the resin having lower robustness that does not hinder the piezoelectric film 
to be stretched and shrunk, such as polyimide resin, between the separated piezoelectric films 23. In this way, the 
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piezoelectric film can be vibrated without hindering the stretching and shrinking of the piezoelectric film in the horizontal 
direction. Thus, the reliability of the recording head is enhanced without deteriorating the vibrating characteristics. 
Further it becomes possible to obtain a large amount of displacement by arranging the thickness (t-|) of the vibrating 
plate 21 to be larger on the portion having the piezoelectric film 23 (t|) and smaller on the portion having no piezoelectric 

5 film 23 (t 2 ) as shown in Fig. 5B. Particularly, it is preferable to arrange them to be t 2 /t 1 < 0.8. 

[0055] Also, the YSZfilm orientated in the direction (1 00) is formed on the monocrystal (111) silicon substrate through 
the buffering film. Then, SiO and ZrN are formed as buffering film thereon, and further, the Pt electrode film is formed 
thereon. The Pt electrode film is orientated in the direction (100) so that the PZT orientated in (100) can be filmed 
thereon. Further the YSZ orientated in (111) is filmed on the monocrystal (1 00) silicon substrate through buffering film, 

10 and Si0 2 and ZrN are formed as buffering film thereon, thus forming the Pt film thereon. At this juncture, the Pt electrode 
film is orientated in the direction (111), and then, with the formation of the PZT on the Pt electrode film, it becomes 
possible to obtain the PZT orientated in (111). At this juncture, the YSZ is orientated in the direction (111) to become 
a vibrating plate excellent in crystallization. Then, further, using the monocrystal (111) silicon substrate the YSZ is 
orientated in the direction (111), hence making it possible to obtain likewise the PZT orientated in the direction (111). 

15 [0056] Now, with reference to Figs. 6A to 6E which illustrate the main processing steps, the description will be made 
of another method for manufacturing a liquid discharge recording head in accordance with the present invention. 
[0057] For the present embodiment, although the aspect where the orientated PZT is used is the same, the vibrating 
plate is not filmed on the silicon. Here, the surface layer of silicon is utilized for a vibrating plate as it is. Then, the PZT 
orientational monocrystal film, which is invented by the inventors hereof, is formed hereon. 

20 [0058] Hereunder, the processing steps will be described. 

[0059] As shown in Fig. 6A, B (boron) is doped excessively on the surface of a silicon monocrystal substrate 30. 
Then, ion is injected up to the density of 10 to the thirteenth power. Particularly, the accelerating voltage is controlled 
so as to inject ion to the portion of approximately 3 jam from the surface for the formation of the B doped layer 31 on 
the surface of the silicon substrate 30, which is utilized as a vibrating plate. 

25 [0060] Next, the Pt electrode (common electrode) 32 is formed on the B doped layer 31 . In this case, too, Ti0 2 and 
Si0 2 may be used as buffering film in order to obtain the orientated Pt surface. For the present embodiment, the Pt 
electrode 32 is filmed after Ti0 2 of 1000A and Si0 2 of 200A are filmed on the monocrystal silicon substrate 30. The 
Pt electrode 32 thus obtained has been developed epitaxially in (111). Besides the X-ray observation, the sectional 
lattice image is observed by use of TEM. The regularly aligned crystals are observed. 

30 [0061] Then, as shown in Fig. 6B, the piezoelectric film 33 having the PbTi0 3 (the first layer) 34 and the PZT (the 
second layer) 35 is formed on the Pt electrode 32. The film thickness are 0.1 jam and 2.9 jam, respectively, and in 
accordance with the present embodiment, a multiple sputter apparatus is used to continuously form the film at high 
temperature with the subsequent quick cooling. 

[0062] Next, the piezoelectric film 33 is etched. With resist as a mask, etching is performed using thermally concen- 
35 trated phosphoric acid to make the width of the film to be 70% of the width of the pressure chamber 36, thus separating 
the piezoelectric film 33 (Fig. 6C). Then, the portion of the silicon substrate 30 to abut against the pressure chamber 
36 is removed by means of dry etching using vacuum method (Fig. 6D). 

[0063] Then, as shown in Fig. 6E, the upper electrode (individual electrode) 39 is formed on the piezoelectric film 
33. Lastly, the nozzle plate 37 having liquid discharge ports (nozzles) 38 is formed by silicon or SUS, and directly 

40 bonded to the pressure chamber 36, thus completing the liquid discharge recording head. 

[0064] Also, by use of the surface layer of approximately 3 u.m which is obtained by doping B (boron) on a silicon 
monocrystal layer up to 1 0 to the thirteenth power, the MgO monocrystal layer formed by sputtering thereon in a thick- 
ness of 0.2 jam as the vibrating plate 31 . The common electrode 32 and the individual electrode 39 are structured by 
the Pt layer of 0.1 jam, respectively. The thickness of the surface layer 31 should preferably be the same as or smaller 

45 than the thickness of the piezoelectric film 33 in order to obtain good liquid discharge performance. 

[0065] It is preferable for the piezoelectric film 33 that the width of the piezoelectric film 33 is smaller than that of the 
corresponding pressure chamber 36. However, the present invention is not limited thereto. The arrangement may be 
made so that using one piezoelectric film which is not separated, while the individual electrode 29 is formed corre- 
sponding to each of the pressure chambers 36, only the part of the piezoelectric film layer that faces each pressure 

50 chamber is vibrated to discharge ink. 

[0066] Also, polyimide resin may be filled in as a filler between the separated piezoelectric films 33 adjacent to each 
other. Here, the filler is not necessarily limited to polyimide resin. Any material the robustness of which is comparatively 
low may be usable. With the use of a material having comparatively low robustness as a filler, the piezoelectric film 
can be vibrated without hindering the stretching and shrinking of the piezoelectric film in the horizontal direction. For 

55 example, the width of the pressure chamber 36 is assumed to be 70 um, and if the width of the piezoelectric film 33 is 
made slightly smaller than that of the pressure chamber 36, it can change 800 nm at the maximum with the application 
of voltage at 1 0V. 

[0067] As described above, in accordance with the present embodiment, the piezoelectric film 33 is structured to be 
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two layered, the first and second layers, and formed by use of thin film formation method, such as sputtering, which is 
used as a vibrating plate by excessively doping boron on the surface layer of a silicon monocrystal substrate. In this 
way, electrodes are formed directly on the silicon substrate, and the piezoelectric film of the two-layer structure can 
be formed by orientating it in the directions of (100) and (111). At this juncture, Si0 2 and Ti0 2 buffering film can be 
5 used between platinum and silicon. Further, MgO buffering film may be usable. 

[0068] Also, microprocessing is difficult if the thickness of the piezoelectric film 32 becomes 1 0 jim or more. Therefore, 
it is preferable to arrange the thickness of the piezoelectric film 32 to be less than 10 jam or more preferably, it is set 
at 8 jim or less. 

[0069] As the substrate, silicon monocrystal is used, and on the surface thereof, B (boron) is doped excessively so 

10 as to use the thin surface layer as the vibrating plate. MgO is epitaxially developed thereon, and then, the first layer 
(initial layer) that does not contain Zr is formed thereon. After that, the piezoelectric film which is expressed by the 
general formula of (Pb 1 . x La x ) (Zr 1 . y Ti y )0 3 is formed on the initial layer. In this way, the orientated piezoelectric film can 
be formed. As described above, the La is added to the p iezoelectric film expressed by the general formula of Pb(Zr-| _ y Ti y ) 
0 3 , thus lowering the crystallization temperature to enhance the piezoelectric capability of the thin piezoelectric film. 

15 Further, with the monocrystalline (Pb 1 . x La x )(Zr 1 . y Ti y )0 3 thus formed, it becomes possible to obtain the piezoelectric 
constant 1 0 times that of the polycrystal member of the same composition. Also, as the method for forming the piezo- 
electric film, sputtering or CVD is used to make it possible to form the monocrystal film having good crystallization at 
a quick deposition speed of 1 |im or more per hour. Further, using platinum or ruthenium oxide as the piezoelectric 
material it becomes possible to develop the piezoelectric film while maintaining good surface characteristics. Also, in 

20 place of MgO, ZrN, TiN may be used without any problem. Further, this method of processing can be simplified to 
produce an excellent effect on the large-scale productivity, as well as on the costs of manufacture. 
[0070] Next, with reference to Figs. 7A to 71 which illustrate the main processing steps, the description will be made 
of another method for manufacturing a liquid discharge recording head in accordance with the present invention. 
[0071] For the liquid discharge recording head of the present embodiment, it is not arranged to form the PZT directly 

25 on the substrate, but to separate the step of forming the PZT by use of an intermediate transfer member, the step of 
forming the pressure chamber (liquid chamber), and the step of bonding them. In this way, it becomes possible to 
separate the film formation process that uses lead. Further, this method makes it easier to obtain a strong junction 
even when bonding is made with a substrate the lattice constant of which is different. This is the feature different from 
the embodiments described earlier. Particularly, with the lower temperature which is made applicable here, the range 

30 of material selection becomes wider for the substrate that includes the pressure chamber with the possibility of lowering 
costs, because it is known for the technique to bond the PZT monocrystal with the monocrystal Si substrate or the 
substrate having a vibrating plate attached thereto that an amorphous intermediate layer is formed by the application 
of a temperature of 150°Cto 400°C, and then, an atomic level junction can be obtained. 

[0072] Now, hereunder, with reference to Figs. 7A to 71, the description will be made of a method for manufacturing 
35 a liquid discharge recording head in accordance with the present embodiment. 

[0073] At first, as shown in Fig. 7A, the monocrystal Pt electrode film 41 is orientated and formed in a thickness of 
0.1 jam on the upper face of the monocrystal MgO substrate 40 having the (111) plane of 3 cm square as the upper 
face thereof. 

[0074] Then, as shown in Fig. 7B, the Pt electrode film 41 is patterned using dry etching (by Ar ion in vacuum) so 
40 as to separate it into individual electrodes 41 corresponding to pressure chambers, respectively. 

[0075] Afterthat, as shown in Fig. 7C, thef irst layer (initial layer) 42 of PbTi0 3 is formed in a thickness of approximately 

0.01 jim. Then, the PZT thin film 43 is formed by sputtering on the first layer 42 in a thickness of approximately 3 jam. 

Here, at this juncture, the substrate temperature is set at 500°C to 600°C to develop the film which is quickly cooled 

with a cooling speed of 50°C/min. 
45 [0076] Then , as shown in Fig. 7D, the piezoelectric film 44 which is formed by the first layer 42 and the PZT thin film 

43 is patterned by etching using strong acid solution to separate it into individual piezoelectric films 44 corresponding 

to the pressure chambers, respectively. 

[0077] On each of the separated piezoelectric films 44, a common electrode is formed. Here, as the common elec- 
trode, the vibrating plate can be used dually. In this case, there is no need for the provision of any particular step of 
50 forming the common electrode. The embodiment illustrated in Figs. 7A to 71 uses the vibrating plate 46 dually as 
common electrodes. 

[0078] Also, as shown in Fig. 7E : the Ti is formed on the silicon monocrystal substrate 45 in a thickness of approx- 
imately 3 jim to make it the vibrating plate 46 which dually acts as the common electrode. 

[0079] Then, as shown in Fig. 7F, the silicon substrate 45 is partially etched for removal using hydrofluoric acid 
55 solution or potassium hydroxide solution, thus forming the pressure chambers 47 and liquid flow paths on the silicon 
substrate. 

[0080] After that, as shown in Fig. 7G, the MgO substrate 40 having the piezoelectric film 44, the electrodes 41 , and 
others formed thereon , and the substrate main portion having formed thereon the silicon substrate 45 with the pressure 
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chambers 47 and others, as well as the Ti vibrating plate 46, are superposed with the Ti layer 46 of the substrate main 
portion and the piezoelectric film 44 being positioning, and bonded without using any adhesives. In this way, the pres- 
sure chambers 47, the vibrating plate 46, and the PZT piezoelectric film 44 are integrally formed together. 
[0081] Then, as shown in Fig. 7H, the MgO substrate 40 is removed by use of acid solution. The MgO substrate 40 

5 can be dissolved stably by use of phosphoric acid solution without damaging the piezoelectric film 44. 

[0082] Further, as shown in Fig. 71, the nozzle plate 48 having the liquid discharge ports (nozzles) 49 of 10 jim 
diameter each, for example, formed at designated intervals thereon is installed on the substrate main portion, and each 
of the liquid discharge ports 49 is bonded to and communicated with each pressure chamber 47, hence manufacturing 
the liquid discharge recording head. 

10 [0083] Also, as the variational example of the present embodiment, a liquid discharge recording head can be man- 
ufactured along with the process flow shown in Figs. 8A to 8F. 

[0084] For the present embodiment, too, as shown in Fig. 8A, on the upper face of the monocrystal MgO substrate 
50 having the (111) plane of 3 cm square as upper face, the monocrystal Pt electrode film 51 is orientated and formed 
in a thickness of 0.1 ujti. Then, the PLT initial layer (first layer) 52 is formed in a thickness of approximately 0.01 um 
15 and the PZT thin film 53 is formed on the initial layer 52 by sputtering in a thickness of approximately 3 jim. Here, at 
this juncture, the substrate temperature is set at 500°C to 600°C to develop the film which is quickly cooled with a 
cooling speed of 50°C/min. 

[0085] As shown in Fig. 8B, the piezoelectric film 54 formed by the initial layer 52 and the PZT thin film 53, and the 
Pt electrode 51 are patterned by etching to separate them into the individual electrode film 51 and the piezoelectric 
20 film 54. After that, Ti is formed thereon in a thickness of approximately 3 jxm as the vibrating plate 56. This vibrating 
plate 56 dually functions as the common electrode. 

[0086] Subsequently, as shown in Fig. 8C, the silicon substrate 55, and the PZT intermediate transfer member of 
the MgO substrate 50 having the piezoelectric film 54, the electrodes 51 , and others formed thereon are bonded directly 
without using adhesives. 

25 [0087] After that, as shown in Fig. 8D : the MgO substrate 50 is removed by use of acid solution, and then, as shown 
in Fig. 8E, the silicon substrate 55 is partially etched for removal by use of hydrofluoric acid solution or potassium 
hydroxide solution, thus forming the pressure chambers 57 on the silicon substrate 55. 

[0088] Then, as shown in Fig. 8F, the nozzle plate 58 having the liquid discharge ports (nozzles) 59 formed at des- 
ignated intervals thereon is installed on the silicon substrate 55, and each of the liquid discharge ports 59 is bonded 

30 to and communicated with each pressure chamber 57. hence manufacturing the liquid discharge recording head. 

[0089] In this respect, for the method of manufacture described with reference to Figs. 7A to 71 and Figs. 8A to 8F. 
the piezoelectric films 44 and 54, and the individual electrodes 41 and 51 are patterned before the common electrodes 
(dually functioning as the vibrating plates 46 and 56), but this patterning is not necessarily limited thereto. It may be 
possible to form the common electrodes at first, and then, to pattern the piezoelectric films 44 and 54, and the Pt 

35 individual electrodes 41 and 51 after the MgO substrates 40 and 50 are etched. 

[0090] In accordance with the method of manufacture described above, it becomes possible to form a thin piezoe- 
lectric film having good piezoelectric characteristics. Then, by the application of microprocessing techniques used for 
semiconductor manufacturing, such thin piezoelectric film can be formed into the piezoelectric elements which corre- 
spond to extremely small pressure chambers, respectively, hence making it possible to manufacture an ink jet head 

40 having liquid discharge ports formed in high density. 

[0091] In this respect, for each of the aforesaid embodiments, the description has been made with reference to 
specific materials and numerals appropriately, but the present invention is not necessarily limited to those materials 
and numerals thus described. 

[0092] Also, as to the first layer (initial layer) of the piezoelectric film, the first layer 11 in Fig. 2 is a layer to form the 
45 second layer 12 having good crystallization, and the second layer 12 mainly carries the function as a film having the 
piezoelectric capability. Therefore, in order not to degrade the piezoelectric characteristics of the piezoelectric film 9 
as a whole, the smaller the film thickness of the first layer 1 1 , the better as far as it can carry the function to form the 
second layer 12 in good condition. The inventors hereof have confirmed that the first layer 11 can demonstrate the 
function thereof even when it is 5 nm or less when using a sputtering apparatus having good film thickness control. 
50 However, it is preferable to set the range of thickness within 30 nm to 1 00 nm for covering the Pt electrode evenly, as 
well as in consideration of control or the like in executing the processing steps. With the setting within this range, it is 
made possible to prevent the piezoelectric characteristics of the piezoelectric film 9 as a whole from being degraded 
essentially, while sufficiently demonstrating the effect on forming the second layer 1 2 in good quality. Further, it becomes 
possible to minimize the load that may be increased on the control and management of processing steps when exe- 
55 cuting the formation process of the piezoelectric film 9. Here, it has been confirmed that in accordance with the first 
embodiment, a liquid discharge recording head can be manufactured with a sufficient liquid discharge performance 
even at a low voltage by arranging the PZT layer to be the one having the PbTi0 3 layer in a film thickness of 0.2 urn 
as the first layer 1 1 , and the Pb(Zr 0 53 Ti 0 47 )0 3 in a film thickness of 2.8 |im as the second layer 1 2. 



13 



EP 1 168 465 A1 



[0093] Also, in accordance with the present invention, although the film thickness of the second layer 12 formed by 
PZT is not necessarily limited, it is preferable to set it at 10 jim or less, or particularly, at 8 jxm or less, because when 
the film formation is executed by use of a thin film formation method, it takes a longer time to form the film if the film 
thickness is large. Also, the piezoelectric film 9 is patterned after the film formation to be in a designated shape corre- 

5 sponding to each of the pressure chambers, respectively. However, in consideration of the need which is expected to 
become increasingly more forthe narrower intervals between liquid discharge ports from now on, it is further preferable 
to set the thickness of the piezoelectric film 9 at 5 jim or less so that patterning is made in good precision even in such 
a case as expected. Also, in consideration of the film strength and the stress to be created, the thickness of the pie- 
zoelectric film 9 should preferably be set at 0.5 u.m or more. As a result of the studies of the inventors hereof, it is most 

10 preferable to set the thickness of the piezoelectric film 9 at a range of 1 to 4 jxm. It has been confirmed that if the film 
thickness thereof is set within this range, such recording liquid as ink can be allowed to fly stably, while keeping the 
reliability of the film at a certain level or more. 

[0094] For the embodiment illustrated in Figs. 7A to 71 , the substrate main portion is formed by use of silicon 45 and 
titanium 46, but it is not necessarily limited thereto. It may be possible to from that portion by photosensitive organic 

15 polymeric material, photosensitive glass and single metallic material, or the like. 

[0095] Also, the vibrating plate (designated by a reference numeral 5 in Figs. 1A to 1C) can be processed finely 
using thin film process such as puttering. For the material thereof, YSZ or metallic titanium (Ti) for the embodiment 
described earlier, but the material is not necessarily limited thereto. Metal, such as nickel, chromium, or aluminum, or 
Si0 2 may be usable. These metals can also be formed with ease by use of sputtering method, vacuum deposition, 

20 and plating method to be able to obtain vibration characteristics in good condition as in the case of using metallic 
titanium. Also, with alumina used forthe vibrating plate, the same effect can be obtained as in the case of using metallic 
titanium or Si0 2 . The formation can also be made by sputtering method with ease. Besides, polyimide resin can be 
used forthe vibrating plate. Polyimide resin can be formed easily by use of spin-coating method, and the microprocess- 
ing thereof is also ease. Therefore, this material is suitable for use of the vibrating plate of a liquid discharge recording 

25 head. Further, as the vibrating plate, a laminated complex material of ceramics and metal is adoptableforthe provision 
of durability and tenacity. 

[0096] By use of each of the materials described above, the vibrating plate can be formed without any deterioration 
that may bring about cracks or the like during vibration so as to generate sufficient vibrations for discharging recording 
liquid. Also, as the material of the vibrating plate, each metallic oxide is usable to obtain the same vibration character- 

30 istics. Further, with photosensitive polyimide used forthe vibrating plate, it becomes easierto manufacture the element. 
[0097] With the structure as described above, it is possible to generate the warping vibrations in good condition even 
by the application of a voltage of 50 V or less when the thickness of the vibrating plate 5 that faces the pressure chamber 
(designated by a reference numeral 3 in Figs. 1 A to 1C; hereinafter the same) is formed by Si0 2 layer in 2 ujti, and 
also, the PZT thin film of 3 jim thick, which is expressed by the compositional formula of Pb(Zr 0 5 Ti 0 5 )0 3 , and the 

35 platinum electrodes 7 and 8 of 0.1 jim thick each, are used as the second layer 12 of the piezoelectric film 9. However, 
in accordance with the present invention, the thickness of the vibrating plate 5 is not necessarily limited to 2 jim as 
described above. This thickness can be appropriately set in consideration of the piezoelectric characteristics of the 
piezoelectric film 9, as well as the inherent characteristics of vibration of the material that forms the vibrating plate 4. 
among some others. 

40 [0098] Also, for the present invention, it is possible to form the piezoelectric film of lead dielectric layer having the 
perovskite structure with good crystallization using platinum, iridium, or ruthenium oxide. By use of the piezoelectric 
film formed on the electrodes using any one of those materials, the piezoelectric film can be made in the plural number 
without small variation of characteristics, hence making it possible to minimize the variation between the elements with 
respect to the liquid discharge capability. Also, the common electrode may be formed to be an continuous one to cover 

45 a plurality of piezoelectric films. However, the common electrode may be comb-shaped as the individual electrode per 
pressure chamber. Particularly for the piezoelectric film orientated in the direction (111), the engineer domain is created 
in the domain structure thereof. Thus, it is preferable to make it the comb-shaped electrode that may apply the electric 
field in the horizontal direction with respect to the piezoelectric film, while making the polarization process possible in 
an arbitrary direction. In this way, a high piezoelectric performance can be obtained. 

50 [0099] Also, forthe microprocessing of the PZT thin film, a solution of strong acidity, such as hydrofluoric acid or 
nitric acid, is used, but using platinum, iridium, or ruthenium oxide for the electrode, it becomes possible to prevent the 
electrode material from being corroded in order to stabilize the production of the elements. Also, forthe PZT used as 
the piezoelectric material of the second layer that forms the piezoelectric film, it is preferable to use the PZT layer 
having the Zr/Ti ratio that presents the good piezoelectric characteristics to be within a range of 30/70 to 70/30. Also, 

55 in accordance with the present invention, the piezoelectric material that contains the elements other than Pb, Ti, and 
Zr having the composition of Pb 0 99 Nb 002 [(Zr 06 Sn 0 .4)i- y Ti y ] 0 98 O 3 (0.060 <y<0.065) or the like, for example, besides 
the aforesaid PZT. In this respect, the Pb 0 99 Nb 0 02 [(Zr 0 6 Sn 04 ).|_ y Tly] 0 98 O 3 (0.060<y<0.065) is the antiferroelectric 
material, but there is no problem. In this case, the discontinuous displacement characteristics appear at a voltage of 
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1 5V due to the phase transition from the antiferroelectrics to the ferroelectrics, and at a voltage of 20V, a displacement 
of approximately 0.8 jam occurs. When a voltage of 20V or more is applied, almost constant displacement is generated, 
thus making it possible to make the variation of discharge amounts of liquid small. Further, with the antiferroelectric 
film having the composition of Pb 0 99 Nb 0 02 [(Zr 0 6 Sn 0 4 ) i_ y Ti y ] 0 98 O 3 (0.060<y<0.065), it becomes possible to from the 
piezoelectric element having a stabilized liquid discharge capability even with the thin polycrystalline film. 
[0100] In this respect, the Table 3 shows one example of the materials each for the monocrystal substrate, the vi- 
brating plate, the electrode, and the first layer (of the piezoelectric film), respectively. Then, if only the lattice size of 
combined materials is arranged to part by 30% or more from each other, it becomes possible to obtain the monocrystal 
PZT orientated in (1 00) or (1 11 ) by appropriately combining those materials. 
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Claims 

1 . A piezoelectric element structure comprising: 

5 a supporting substrate; and 

a piezoelectric film supported on said supporting substrate, 

wherein said piezoelectric film contains a first layer, and a second layer having zirconium, each provided 
with perovskite structure, and formed to be in contact with each other or laminated through an intermediate layer 
10 and the temperature at the time of thin film formation is 500°C or more to provide said piezoelectric film, and for 

the formation thereof, a quick cooling is given from the thin film formation temperature at least to 450°C with a 
cooling speed of 30°C/min or more. 

2. A piezoelectric element structure according to Claim 1 , wherein said first layer does not contain zirconium. 

15 

3. A piezoelectric element structure according to Claim 2, wherein said intermediate layer is in contact with said first 
layer and said second layerto reside between these layers, and the zirconium concentration increases inclinatorily. 

4. A piezoelectric element structure according to Claim 1 , where the amount of zirconium content of said first layer 
20 is smaller than the amount of zirconium content of said second layer. 

5. A liquid discharge recording head comprising: 

a main body portion provided with liquid discharge ports, and pressure chambers connected with said liquid 
25 discharge ports; 

a piezoelectric film having lead, titanium, and zirconium; and 

a piezoelectric vibrating portion provided partly for said pressure chambers containing electrodes arranged 
for both sides of said piezoelectric film, said vibrating portion being made to perform warping vibration to 
discharge recording liquid from said liquid discharge ports, 

30 

wherein said piezoelectric film contains afirst layer having no zirconium, and a second layer having zirconium , 
each provided with perovskite structure, and formed to be in contact with each other, and the temperature at the 
time of thin film formation is 500°C or more to provide said piezoelectric film, and for the formation thereof, a quick 
cooling is given from the thin film formation temperature at least to 450°C with a cooling speed of 30°C/min or more. 

35 

6. A liquid discharge recording head comprising: 

a main body portion provided with liquid discharge ports, and pressure chambers connected with said liquid 
discharge ports; 

40 a piezoelectric film having lead, titanium, and zirconium; and 

a piezoelectric vibrating portion provided partly for said pressure chambers containing electrodes arranged 
for both sides of said piezoelectric film, said vibrating portion being made to perform warping vibration to 
discharge recording liquid from said liquid discharge ports, 

45 wherein said piezoelectric film contains a first layer and a second layer, each provided with perovskite struc- 

ture, and formed to be in contact with each other, and the amount of zirconium content of said first layer is smaller 
than the amount of zirconium content of said second layer, and then, the temperature at the time of thin film 
formation is 500°C or more to provide said piezoelectric film, and for the formation thereof, a quick cooling is given 
from the thin film formation temperature at least to 450°C with a cooling speed of 30°C/min or more. 

50 

7. A liquid discharge recording head comprising: 

a main body portion provided with liquid discharge ports, and pressure chambers connected with said liquid 
discharge ports; 

55 a piezoelectric film having lead, titanium, and zirconium; and 

a piezoelectric vibrating portion provided partly for said pressure chambers containing electrodes arranged 
for both sides of said piezoelectric film, said vibrating portion being made to perform warping vibration to 
discharge recording liquid from said liquid discharge ports, 
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wherein said piezoelectric film contains a first layer having no zirconium, and a second layer having zirconium 
and an intermediate layer with the zirconium concentration thereof to be inclinatorily increased, each provided with 
perovskite structure, and formed to be in contact with each other and the temperature at the time of thin film 
formation is 500°C or more to provide said piezoelectric film, and for the formation thereof, a quick cooling is given 
5 from the thin film formation temperature at least to 450°C with a cooling speed of 30°C/min or more. 

8. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein the ratio of zirconium/ 
titanium in said second layer is set at 30/70 or more and 70/30 or less. 

10 9. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein said piezoelectric film is 
mono-orientational crystal or monocrystal. 

10. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein said piezoelectric film is 
formed with orientation in the direction (100). 

15 

11. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein said piezoelectric film is 
orientated in the direction (111), and the said electrodes are comb-shaped or formed on the entire face. 

12. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein said piezoelectric film is 
20 formed in a thickness of 1 0 urn or less. 

13. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein said piezoelectric film is 
formed in a thickness of 1 u.m or more and 4 jim or less. 

25 1 4. A liquid discharge recording head according to Claim 1 3, wherein the first layer of said piezoelectric film is formed 
in a thickness of 30 nm or more and 1 00 nm or less. 

15. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein said piezoelectric vibrating 
portion is provided further with a vibrating plate. 

30 

16. A liquid discharge recording head according to Claim 15. wherein said vibrating plate is formed by at least one of 
materials or a laminated member of the materials selected from nickel, chromium, aluminum, titanium, zirconium, 
and from the group of oxide thereof or nitride thereof, silicon, silicon oxide, polymer organic materials, and YSZ. 

35 17. A liquid discharge recording head according to Claim 15, wherein said vibrating plate is formed with the vibrating 
plate characteristics by ion injection on the upper part of the main body substrate to form pressure chambers. 

18. A liquid discharge recording head according to Claim 15, wherein said vibrating plate is formed on a silicon monoc- 
rystal substrate with epitaxial development. 

40 

19. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein the second layer of said 
piezoelectric film contains niobium and tin, manganese, and provides antiferroelectricity. 

20. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein the electrode layers 
45 arranged for both side of said piezoelectric film are formed by platinum, iridium, conductive oxide, or conductive 

nitride. 

21. A liquid discharge recording head according to either one of Claim 5 to Claim 7, wherein said main body portion 
is provided with a plurality of liquid discharge ports, and a plurality of said pressure chambers corresponding to 

50 each of liquid discharge ports, respectively, and from the electrodes arranged for both sides of said piezoelectric 

film, at least those on one side are separated for installation corresponding to said pressure chambers in order to 
structure the piezoelectric vibrating portion for each pressure chamber. 

22. A liquid discharge recording head according to Claim 21 , wherein said piezoelectric film is separated to be arranged 
55 corresponding to said pressure chambers, and the electrodes on one side are formed on each of said separated 

piezoelectric film. 

23. A liquid discharge recording head according to either one of Claim 5 to Claim 7 wherein the circumference of said 
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piezoelectric vibrating portion is directly connected with the circumference of the pressure chamber without using 
bonding agent or the like. 

24. A method for manufacturing a liquid discharge recording head provided with the main body portion having liquid 
5 discharge ports, and pressure chambers with opening portion on part thereof, being connected with said liquid 

discharge ports, and piezoelectric vibrating portion installed to close said opening portion, comprising the following 
steps of: 

forming vibrating plate and electrode on a substrate; 
10 forming on said electrode a first layer having perovskite structure containing lead and titanium, and setting a 

temperature of 500°C or more when forming on said first layer a second layer having perovskite structure 
containing zirconium, lead, and titanium, and then, giving quickcooling from said temperature at leastto 450°C 
with cooling speed of 30°C/min or more for forming piezoelectric film containing said first layer and second 
layer; 

15 separating said piezoelectric film after the formation of said piezoelectric film corresponding to pressure cham- 

bers; 

forming the upper electrode, and pressure chambers corresponding said separated piezoelectric films; and 
bonding a nozzle plate having liquid discharge ports formed therefor, 

20 wherein in the step of forming said piezoelectric film, said first layer is formed so as not to contain zirconium 

or so as to make the amount of contained zirconium smaller than that of said second layer. 

25. A method for manufacturing a liquid discharge recording head provided with the main body portion having liquid 
discharge ports, and pressure chambers with opening portion on part thereof, being connected with said liquid 

25 discharge ports, and piezoelectric vibrating portion installed to close said opening portion, comprising the following 

steps of: 

forming on a supporting substrate a first layer having perovskite structure containing lead and titanium, and 
setting a temperature of 500°C or more when forming on said first layer a second layer having perovskite 
30 structure containing zirconium, lead, and titanium, and then, giving quick cooling from said temperature at 

least to 450°C with cooling speed of 30°C/min or more for forming piezoelectric film containing said first layer 
and second layer, and forming on said supporting substrate the piezoelectric vibrating portion having said 
piezoelectric film; 

bonding without using adhesive agent the circumference of said opening portion of said main body porion with 
35 the circumference of said piezoelectric vibrating portion by arranging them to be faced; and 

removing said supporting substrate subsequent to said step, 

wherein in the step of forming said piezoelectric vibrating portion, said first layer is formed so as not to contain 
zirconium or so as to make the amount of contained zirconium smaller than that of said second layer. 

40 

26. A method for manufacturing a liquid discharge recording head according to Claim 25, wherein said first layer, 
second layer, vibrating plate, and electrode are formed by the vapor method including sputtering and CVD method. 

27. A method for manufacturing a liquid discharge recording head according to Claim 24, wherein a silicon substrate 
45 is used as said substrate, and said substrate is removed by etching using a mixed acid of hydrochloric acid and 

nitric acid to make the interior thereof pressure chambers. 

28. A method for manufacturing a liquid discharge recording head according to Claim 27, wherein said substrate is 
removed by etching using hydrofluoric acid solution or potassium hydroxide solution. 

50 



55 
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FIG. 2A 




21 



EP 1 168 465 A1 







22 



EP 1 168 465 A1 



FIG. 4 

d 





D 



FIG. 5A 



-23 



26 



•21 



-20 




FIG. 5B 



t2 



-23 



26 



21 

•20 



23 



EP 1 168 465 A1 



FIG. 6A 




-31 
-30 



FIG. 6B 



34 } 33 




FIG. 






24 



EP 1 168 465 A1 



FIG. 7A 



41 



FIG. 7B 4 , 



FIG. 7E 



46 



k\\\\\\\\\v 



FIG. 7C 



43 



44 { 



S3/-42 



F/G. 7D 



41 



43 



F/G. 7F 



45 



46 



-40 



\ 



■ il 1 H :l 



47 



45 




41 




44 



40 



FIG. 7G 



(JUNCTION) 



47 



43 40 

4 



777 



-41 
-44 



~46 
-45 



41 



F/G. 7H 




42 



43 



4 7 

47 



-44 



-46 
2-45 



41 



42 



F/G. 7/ 



\ \ \\r A I i P 



43 ^44 
45 



49 



v 
47 



48 



25 



EP 1 168 465 A1 



FIG. 8A 




FIG. 



8B 

53 



51- 



52. 



IS 



53: 



35 



mm 



31 



mm 



56 



xm 



\ v \ 



— 



S3 ^54 



S3- 50 



F/G. 




50 



-54 



-55 



FIG. 8D 



51 



53_ 


5))')" 
















ii 




83 




V////////////////////////, 



-54 



-56 
-55 



F/G. SE 



52 



51 



-54 



53^ ^ m m 



S3! 



3X5 



y V// 



-56 
-55 



57 



F/G. 8F 



52 51 

53^S 



rr 




-54 



iU 



53 



3sr\i,!^\)iv v mis s si i s s Hiyr^rc~3J 

59 57 



2 



r 

58 



-56 



4-55 



26 



EP 1 168 465 A1 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP 01 30 5355 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Citation of document with indication, where appropriate, 
of relevant passages 



Relevant 
to claim 



CLASSIFICATION OF THE 
APPLICATION (lnLCI.7) 



EP 0 930 165 A (MATSUSHITA ELECTRIC IND CO 
LTD) 21 July 1999 (1999-07-21) 

* abstract * 

* column 7, line 34 - column 25, line 26 * 

* claims; figures * 

EP 0 969 530 A (SEIKO EPSON CORP) 
5 January 2000 (2000-01-05) 

* abstract * 

* column 14, line 35 - column 15, line 45 
* 

* figure 4 * 

EP 0 877 430 A (SEIKO EPSON CORP) 
11 November 1998 (1998-11-11) 

* the whole document * 

US 5 995 359 A (BRAND HANS-WOLFGANG ET 
AL) 30 November 1999 (1999-11-30) 

* column 8, line 63 - column 9, line 29 * 



The present search report has been drawn up for all claims 



1-23 
24-28 



1,5-7, 
24,25 



1,5-7, 
24,25 



24-28 



H01L41/24 

B41J2/16 

B41J2/14 



TECHNICAL FIELDS 
SEARCHED (lnt.CI.7) 



H01L 
B41J 



Rase of search 



THE HAGUE 



Date of comptedon of the search 

22 August 2001 



Didenot. B 



CATEGORY OF CITED DOCUMENTS 



X : particularly relevant it laker alone 

Y : particularly relevanl if combined with another 

document of the same category 
A ; technological background 
O : n on -written disclosure 
P : intermediate document 



T : theory or principle underlying the invention 
E : earlier patent document, nut published on, or 

afleir the filing date 
D : document cited in the application 
L : document oiled tor other reasons 

& : member of the same patent family, corresponding 
document 



27 



EP 1 168 465 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 
ON EUROPEAN PATENT APPLICATION NO. 



EP 01 30 5355 



This annex lists the patent family members relating to the patent documents cited in the above-mentioned European search report. 
The members are as contained in the European Patent Office EDP file on 

The European Patent Office is in no way liable for these particulars which are merely given for the purpose of information. 

22-08-2001 



Patent document 
cited in search report 



Publication 
date 



Patent family 
member(s) 



Publication 
cate 



EP 0930165 



21-07-1999 



JP 10286953 A 
WO 9846429 A 



EP 0969530 



05-01-2000 



JP 2000079689 A 



27-10-1998 
22-10-1998 

21-03-2000 



EP 


0877430 


A 


11-11-1998 


JP 


11129478 A 


18-05-1999 










US 


6142615 A 


07-11-2000 


US 


5995359 


A 


30-11-1999 


DE 


4421007 A 


21-12-1995 










EP 


0689249 A 


27-12-1995 










JP 


8045781 A 


16-02-1996 



5 For more details about this annex :see Official Journal of the European Patent Office, No. 12/82 



28 



